Energy (conformer 1) = -1135.730774 Hartrees (corrected for ZPE). Energy (conformer 2) = -1135.730246 Hartrees (corrected for ZPE). 
Table S12
Selected interatomic distances (r a /pm) and amplitudes of vibration (u h1 /pm) for the restrained GED structure of (PF 2 ) 2 NH, 1.
424.3(9) 13.0(10) 10.4(10)
F′ (7) b Amplitudes not refined were fixed at the values obtained using the RHF/6-31G* force field. 
Table S14
Refined and calculated geometric parameters (r h1 structure) for N(PF 2 ) 3 , 2, from the GED study.
--a Distances are in pm, angles in degrees. See text for parameter definitions and Figure 2 for atom numbering. The figures in parentheses are the estimated standard deviations of the last digits.
Table S15
Selected interatomic distances (r a /pm) and amplitudes of vibration (u h1 /pm) for the restrained GED structure of N(PF 2 ) 3 , 2. b Amplitudes not refined were fixed at the values obtained using the RHF/6-31G* force field. Figure 2 for atom numbering. The figures in parentheses are the estimated standard deviations of the last digits. b Amplitudes not refined were fixed at the values obtained using the RHF/6-31G* force field. Figure 2 for atom numbering. The figures in parentheses are the estimated standard deviations of the last digits. Figure 2 for atom numbering. The figures in parentheses are the estimated standard deviations of the last digits. b Amplitudes not refined were fixed at the values obtained using the RHF/6-31G* force field. Figure 2 for atom numbering. The figures in parentheses are the estimated standard deviations of the last digits. b Amplitudes not refined were fixed at the values obtained using the RHF/6-31G* force field. P-N-Si(6) 120.4(9) 122.4 --a Distances are in pm, angles in degrees. See text for parameter definitions and Figure 2 for atom numbering. The figures in parentheses are the estimated standard deviations of the last digits.
Table S29
Selected interatomic distances (r a /pm) and amplitudes of vibration (u h1 /pm) for the restrained GED structure of (PF 2 )N(SiH 3 ) 2 , 6.
N(3)-P(2) 167.9(10) 4.6(4) 4.4(4)
Si (4) b Amplitudes not refined were fixed at the values obtained using the RHF/6-31G* force field. b Amplitudes not refined were fixed at the values obtained using the RHF/6-31G* force field. 
Figure S1
Experimental radial-distribution curve and theoretical-experimental difference curve for the refinement of (PF 2 ) 2 NH, 1, as a mixture of two conformers. Before Fourier inversion the data were multiplied by s.exp (-0.00002s 2 )/(Z P -f P )(Z F -f F ). 
